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ABSTRACT: A high iron containing copper and nickel based secondary resource analysing 22.43% Cu, 7.94% Ni and 36.28% iron has been treated to recover valuable metals by leaching with sulphuric acid. It was found that recovery of copper and nickel increased with increase in temperature and sulphuric acid concentration and in a two-stage leaching with 20% (v/v) sulphuric acid at 368 K above 99.9% copper and 82.35% nickel were recovered. The leaching data best fitted into chemical controlled kinetic model showing chemical reaction at the surface of the solid matrix. Activation energy of 20 kJ/mol and 44 kJ/mol were acquired for dissolution of copper and nickel, respectively. Attempts were also made to separate iron from the leach liquor by using Versatic 10 and recovery of copper and nickel in the form of their sulphate by solvent extraction; the copper and nickel could then be recovered as salts, metal cathodes or metal powder. 
1. INTRODUCTION

The increasing demand of metals in the world calls for exploitation of metal containing low grade ores and/or secondary resources. Compared to pyrometallurgical option, hydrometallurgical extraction of metals from these resources is highly attractive. This attractiveness is attributed to economical, environmental and technical reasons.

There are several papers reporting the extraction of non-ferrous metals from secondary sources using different reagents. Recovery of nickel from spent catalyst has been studied using sulphuric acid (Al-Mansi and Menom, 2002), nitric acid (Loboiko et al. 1983), hydrochloric acid (Chandhary et al., 1993) and ammonia (Vicol and Haves, 1986) as leachants. Although these lixiviants have been previously reported for leaching nickel from spent catalyst, sulphuric acid has been found to be cheapest and quite effective. At National  Metallurgical Laboratory, Jamshedpur (Pandey et al., 2002; Sahu et al., 2004), copper concentrate a by-product of uranium ore of Jaduguda has been processed by pressure sulphuric caid leaching for recovery of copper, nickel and cobalt followed by separation of these metals by solvent extraction. In this process ferrous sulphate produced during leaching is oxidised to ferric sulphate under oxygen pressure and subsequently hydrolysed to produce Fe(OH)3. Therefore iron dissolution into the leach liquor is restriced. But operation and maintenance of autoclave restricts its application by small and medium scale industries.

From chalcopyrite and pentlandite, copper and nickel may be oxidised by following dead roasting in fludized bed (Opie et al., 1980). Consequently, a by-product conatining copper oxide and nickel oxide along with nickel ferrite are produced and there is a need for leaching of these phases in hot concentrate acid. Such a by-product obtained from South African mines is available for the recovery of copper and nickel by a simple process such as that following hydrometallurgical route. This paper describes the extraction and recovery of copper and nickel from the by-product by acid leaching-iron removal by solvent extraction.

2. EXPERIMENTAL

Prior to leaching of valuable metals from the oxide, chemical composition and mineral phases of the material supplied by Refmet Technology (P) Ltd. were determined. Leaching experiments were carried out in a glass vessel placed on a Multi-talented hot plate having temperature controller cum indicator facility. In all the leaching experiments desired amount of analytical grade sulphuric acid was used for leaching of the metals. All other chemicals used for the analysis were analytical grade reagents.  Initial pulp density of the slury was kept at 10% (wt/vol). After 3h of leaching the slury was filtered with whatman 41 filter paper and the filtrate was analysed for copper, nickel and iron by titrimetric method (Mendham et al., 2004). Based on the chemical analysis of the leach liquor percentage recovery of copper and nickel was calculated. From this liquor iron was removed by solvent extraction with Versatic 10 in kerosene.

3. RESULTS AND DISCUSSION

The by-product contains 22.43% Cu, 7.94% Ni, 36.28% Fe, 3.05% SiO2 and 2.72% Al2O3. The major phases identified by XRD are CuO, NiO, Fe3O4, CuFe2O4 and NiFe2O4. In sieve analysis 75.5% of the material was found to be of size < 50 µm and only 6.3% of the material was of size >100 µm. All the size fractions had almost similar chemical compositions. Recovery of copper and nickel from the by-product was studied by varying parameters such as sulphuric acid concentration, temperature and pulp density. 

3.1 
Effect of Temperature on Leaching of the Metals with Sulphuric Acid
The effect of temperature on the leaching of metals from the by-product was studied at constant initial sulphuric acid concentration (20% vol/vol) and pulp dnsity (10% wt/vol). The results given in Figure 1 showed that leaching of copper and nickel increased with increase in temperature and attained maximum at 368 K. 
3.2 
Effect of Sulphuric acid Concentration on Leaching
At 368 K and 10% (wt/vol) pulp density, the effect of sulphuric acid concentration on the leaching of the valuable metals was examined and results are presented in Figure 2. It was observed that extraction of copper and nickel increased with increase in sulphuric acid concentration. After leaching for 3 h with 20% sulphuric acid at 368 K and 10% (wt/vol) pulp density 96.3% Cu and 52.5% Ni were recovered and the leach liquor contained 21.6 g/L copper 4.16 g/L nickel and 27.6 g/L iron. In this condition nickel dissolution was low as compared to recovery of copper.
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Fig. 1: Effect of temperature on the recovery of copper and nickel. Pulp Density: 10% (wt/vol), H2SO4: 20% (vol/vol).
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Fig. 2: Effect of sulphuric acid concentration on the recovery of copper and nickel. Temperature: 368 K, Pulp Density: 10% (wt/vol).

3.3 Effect of Pulp Density on Leaching
When pulp density was increased from 10% to 20% (wt/vol) at 368 K and 20% (vol/vol) sulphuric acid concentration only a minor change in recovery was observed. The leach liquor contained 41.9 g/L Cu, 9.14 g/L Ni and 53.96 g/L Fe at 20% (wt/vol) pulp density with recovery of 93.4% Cu, 57.5% Ni and 74.4% Fe. Further increase in pulp density to 30% (wt/vol) resulted in crystallization of mixed sulphate salts in the leaching vessel which may be attributed to saturation of leach liquor.

3.4 Kinetics of Leaching
The rate of copper and nickel dissolution from the by-product was tested against chemical controlled model (Wordsworth and Miller, 1979). The kinetic data (Figure 3) for leaching of copper and nickel fitted well into the chemical controlled model (Eq. 1)

1 – (1-x)1/3 = kc.t
(1)

The Arrhenius plot (Figure 4) for leaching of copper and nickel was obtained in the temperature range 323-368 K. The activation energy acquired for dissolution of copper and nickel was found to be 20 kJ/mol and 44 kJ/mol, respectively.
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Fig. 3: Chemical-controlled kinetic model of copper and nickel dissolution with sulphuric acid. Sulphuric acid: 20% (vol/vol), PD: 10% (wt/vol).
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Fig. 4: Arrhenius plot for chemical-controlled kinetic model for leaching of copper and nickel.

3.5 
Two-stage Leaching of Metals and Separation of Iron by Solvent Extraction
As mentioned above, leaching with 20% (vol/vol) sulphuric acid at 20% (wt/vol) pulp density, nickel recovery was found to be only 57.5%. To improve the recovery of nickel the leach residue containing 4.74% Cu, 10.72% Ni and 29.6% Fe was further leached with 30% sulphuric acid solution at 20% (wt/vol) pulp density and 368 K temperature for 3 h. In the second stage, a leach liquor containing 9.35 g/l Cu, 12.54 g/L Ni and 46.2 g/L iron was obtained. The overall recovery in two-stage leaching was found to be 99.9% Cu, 82.35% Ni and 94.4% Fe. Leach liquors obtained in two stage leaching were mixed together. Mixed leach liquor contained very high amount of iron along with unused acid. Therefore, it is required to purify the leach liquor prior to recovery of copper and nickel in usable form.

Mixed leach liquor with 34.1 g/L Cu, 9.95 g/L Ni and  52.1 g/L Fe was evapourated to its 50% volume and kept overnight to get mixed crystals of copper, nickel and iron sulphate. The mixed crystals were separated by filtration. The filtrate can be reused for leaching of the by-product after adjustment of acid in the filtrate.  The mixed crystals were then re-dissolved in water. The pH of the leach liquor from the dissolution of crystals was found to be 0.5.

The leach liquor containing 40.7 g/L Cu, 11.9 g/L Ni and 62.2 g/L Fe was used to study the solvent extraction and separation of iron using Versatic 10 as an extractant in kerosene. Figure 5 showed percentage extraction of iron which increased with increase in equilibrium pH of the leach liquor. Also extraction of iron increased with the increase in O : A ratio. With 50% Versatic 10 solution at pH 3.0 and O : A = 2 : 1, 77% iron was extracted, whereas with 30% Versatic 10 solution at pH 2.2 and at O : A = 5 : 1, 79% iron was extracted in a single stage and the raffinate contained 40.5 g/L Cu, 11.6 g/L Ni and 13 g/L Fe. The remaining iron may be removed by hydrolysis. Copper-nickel from this solution could be recovered as pure sulphate solution by solvent extraction with LIX 84/Cyanex 272. These metals can be recovered in desired form such as their sulphate salts, metal cathodes or metal powder by appropriate treatment.

[image: image9.emf] 

0

20

40

60

80

100

1 2 3 4

pH

% E

30% Versatic

acid; O:A=1:1

30% Versatic

acid; O:A=2:1

30% Versatic

acid; O:A = 5:1

50% Versatic

acid; O:A = 2:1


Fig. 5: Effect of pH and O : A ratio on the solvent extraction of iron from leach iquor with Versatic acid

4. CONCLUSION

Extraction of copper and nickel has been carried out by sulphuric acid leaching of a by-product. Recovery of copper and nickel increased with increase in temperature and sulphuric acid concentration. In a two-stage sulphuric acid leaching 99.9% Cu and 82.35% Ni were recovered. From the leach liquor iron (79%) was removed by 30% Versatic 10 in kerosene at 2.2 pH and O : A = 5 : 1, in a single stage. Rest of the iron was removed by hydrolysis. From the purified leach liquor separation of copper and nickel by solvent extraction with LIX 84 and Cyanex 272 as pure copper and nickel sulphate solutions could be achieved. The metals can be recovered in desired form by appropriate treatment of the pure salt solutions.
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		105		14.86		16.62		18.9		23.29		40.5

		120		15.24		17.13		20.65		24.3		43.5

		150		15.36		17.63		20.78		25.2		48.9

		180		15.62		17.88		21.78		26.7		52.5

				1-2/3x-(1-x)**2/3 Diffusion controlled kinetics

		Time		at 313 K		at 323 K		at 333 K		at 343 K		at 368 K

		15		0.0017920284		0.0022303193		0.0021471291		0.0028950513		0.0057550879

		30		0.0020656233		0.0024510069		0.0029650977		0.0034256048		0.0081910844

		45		0.0021901774		0.0027238765		0.0030638857		0.0044025952		0.0097079504

		60		0.0023186309		0.0028182799		0.0035885898		0.0050328742		0.0118805914

		75		0.002360009		0.0029650977		0.0038138292		0.0055764006		0.0148935783

		90		0.0024474729		0.0031159475		0.0039819299		0.0062273827		0.0176683979

		105		0.002631201		0.0033206183		0.0043445236		0.0067514006		0.0225789522

		120		0.0027727502		0.0035366759		0.0052337433		0.0073898134		0.0265622474

		150		0.0028182799		0.0037557053		0.005303463		0.007986364		0.0348336048

		180		0.0029182997		0.0038679145		0.0058569816		0.0090397401		0.0412171542

		kd		7.00E-06		0.00001		0.00002		0.00004		0.0002

				1-(1-x)**1/3 chemical controlled kinetics

		Time		at 313 K		at 323 K		at 333 K		at 343 K		at 368 K

		15		0.042951775		0.0480005179		0.0470819181		0.0548166234		0.0779127416

		30		0.0461650859		0.0503602474		0.0554887142		0.0597299704		0.0934632299

		45		0.0475593688		0.0531405647		0.0564237634		0.0679069763		0.1020623354

		60		0.0489577459		0.0540709751		0.0611648653		0.0727277679		0.1133662489

		75		0.0494001941		0.0554887142		0.063097566		0.0766599041		0.1275858657

		90		0.0503232864		0.0569107222		0.0645047283		0.0811387751		0.1395747551

		105		0.0522119792		0.0587883438		0.067446797		0.084586469		0.1589167415

		120		0.0536241498		0.0607112669		0.0742032674		0.0886218202		0.1732970591

		150		0.0540709751		0.0626041597		0.0747091248		0.0922480317		0.2005211728

		180		0.0550405475		0.0635534797		0.0786189614		0.098356911		0.2197546246

		kc		0.00007		0.0001		0.0002		0.0003		0.0009

				1-(1-x)**1/3+B(1-2/3x-(1-x)**2/3) Mixed controlled

		Time		at 313 K		at 323 K		at 333 K		at 343 K		at 368 K

		15		0.0483278604		0.0546914758		0.0535233055		0.0635017772		0.0951780052

		30		0.0523619559		0.0577132682		0.0643840072		0.070006785		0.1180364831

		45		0.054129901		0.0613121942		0.0656154206		0.0811147619		0.1311861867

		60		0.0559136388		0.0625258148		0.0719306348		0.0878263905		0.1490080233

		75		0.0564802212		0.0643840072		0.0745390535		0.093389106		0.1722666006

		90		0.0576657051		0.0662585648		0.0764505179		0.0998209232		0.1925799489

		105		0.0601055824		0.0687501988		0.0804803678		0.1048406707		0.2266535982

		120		0.0619424004		0.0713212945		0.0899044972		0.1107912604		0.2529838014

		150		0.0625258148		0.0738712756		0.0906195138		0.1162071237		0.3050219873

		180		0.0637954466		0.0751572233		0.0961899063		0.1254761312		0.3434060874

		Diffusion control

		2.7		8.52

		2.9		10.13

		3		10.82

		3.09		11.51

		3.19		11.87

		Chemical control

		2.7		7.013

		2.9		8.11

		3		8.52

		3.09		9.21

		3.19		9.56



Effect of temperature on the recovery of nickel from the by-product of Refmet
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Ea = 58 kJ/mol
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		Time		5% H2SO4		10% H2SO4		20% H2SO4

		0		0		0		0

		0.25		61.4		73.6		83.5

		1		68.9		84		90.6

		2		73.6		90.6		95.2

		3		76.5		90.6		96.3

		0		0		0		0

		0.25		10.3		21.1		29.8

		1		13.6		30		40

		2		17.7		32.7		46

		3		20.4		34.76		52.5



Effect of sulphuric acid concentration on the recovery of copper from the by-product of Refmet
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